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Fig. S1. TGA curve of 1 under N2 atmosphere at a heating rate of 5 °C min-1. The 




Fig. S2. FT-IR spectra of polycrystalline solid sample of 1 before heating (black) and 
after heating at 140 °C under argon atmosphere for 30 min (orange) in KBr pellets. 
  




Fig. S4. Emission spectra of thiophenol (TP) upon excitation at 359 nm at room 
temperature. 
 Fig. S5. Intensity (A) versus voltage (V) (black) and linear fit (red) corresponding to one 
pressed pellet of compound 1, measured with the two-contact method, with graphite 
paint at 300 K. 
 
Fig. S6. Intensity (A) versus voltage (V) and linear fit (red) corresponding to one pressed 
pellet of compound 2, measured with the two-contact method, with graphite paint at 300 
K. 
 






























Symmetry codes: (i) x, 3/2−y, −1/2+z; (ii) x, 3/2−y, 1/2+z. 
 
  

































Symmetry codes: (i) x, 3/2−y, −1/2+z; (ii) x, 3/2−y, 1/2+z. 
 
  




Symmetry codes: (i) 1/2-y,x,-1/2-z; (ii) 1/2-y,x,1/2-z. 







Symmetry codes: (i) 1/2-y,x,-1/2-z; (ii) 1/2-y,x,1/2-z; (iii) y,1/2-x,-1/2-z; (iv) 
y,1/2-x,1/2-z. 
Fig. S7. Computed valence (middle panels) and conduction (bottom panels) band orbital 
electron isodensities (10−4 e− Å−3) for the compounds 1 and 2. Clean geometries are also 
shown for a better visualization (top panels). 
Fig. S8. Experimental (purple) and simulated (black) XRPD patterns of 
[Cu6I3(TP)3(MeCN)2]n (1). 
Fig. S9. Experimental (red) and simulated (black) XRPD patterns of [Cu(TP)]n (2).
File in CIF format for compounds 1 and 2 [CCDC 1504677–1504680 and 1566448].  
For crystallographic data in CIF or other electronic format see DOI: 10.1039/c9ce00313d
